Fluorophilicity switch by solvation.
A new type of fluorous distannoxanes, [XRf2SnOSnRf2Y]2 (Rf = C6F13C2H4; X, Y = C6F13SO3 (2) and (C6F13SO2)2N, Cl (3)) was prepared successfully as hydrates from the reaction of [ClRf2SnOSnRf2Cl]2 with C6F13SO3Ag and (C6F13SO2)2NAg, respectively. Despite their high fluorine content (59.85 and 59.27% F), these distannoxanes were completely insoluble in fluorocarbons as well as hydrocarbons and halo alkanes. In contrast to this, fluorous distannoxanes 2 and 3 were soluble in polar organic solvents, such as EtOAc, acetone, and THF. When 2 and 3 were added to a two-phase mixture of fluorocarbon and EtOAc, the mixture turned miscible in proportion to the amount of 2 and 3 added, and finally, the mixture turned to a homogeneous solution.